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© Pyrogenic sheet and method of manufacturing thereof. 

© A pyrogenic sheet having a substrate (3) comprising synthetic fibers solely or in admixture with natural fibers 
and/or regenerated cellulose fibers, with a pyrogenic agent (4) that generates heat in contact with oxygen in air 
being dispersed and retained therein. The substrate (3) may be sandwitched between other fibrous layers 
(1,2,12.13.14) for enabling effective and smooth heat-seaiing. The pyrogenic sheet of this structure can retain an 
effective amount of chemical pyrogenic agent with neither displacement nor localization and remain flexible 
during use. 
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PYROGENIC SHEET AND METHOD OF MANUFACTURING THEREOF 



BACKGROUND OF THE INVENTION 



Field of the Invention 

5 

The present invention concerns a pyrogenic sheet possessing a particulate chemical pyrogenic agent 
dispersed and retained therein, as well as a method of manufacturing such a pyrogenic sheet. 



10 Description of the Prior Art 

As is well-known, when easily oxidizable material such as powdery pure iron or reduced iron is brought 
into contact with air in an aqueous medium, preferably, brine under the presence of an adequate catalyst, 
exothermic catalytic oxidation is taken place to release moderate heat. These oxidizable material, catalyst, 
15 etc. are referred to as a chemical pyrogenic (heat-generating) agent and utilized, for example, in so-called 
disposable chemical pocket warmers. 

There have been known pyrogenic sheets that possess an effective amount of chemical pyrogenic 
agent uniformly dispersed and retained immovably therein with no localization. 

For instance, Japanese Patent Publication No. Sho 62-4220 discloses a pyrogenic sheet in which the 
20 chemical pyrogenic agent is filled in three-dimensional open-cell material such as polyurethane foams. 

However, since the above-mentioned pyrogenic sheet comprises a sheet of open-ceil structure as the 
layer to be filled with the chemical pyrogenic agent, it involves the following problems: 

(1 ) In the case of using iron powder, activated carbon etc. as the chemical pyrogenic agent, a great 
amount of wood powder or like other natural cellulose powder has to be mixed and filled additionally in the 

25 layer as a medium for absorbing, retaining and supplying brine as the aid of the oxidative reaction. 
Accordingly, it is necessary to increase the thickness or the volume of that layer by so much. Therefore, the 
size of the pyrogenic sheet is enlarged, as a whole, and its flexibility and the elasticity are reduced 
remarkably. 

(2) In addition, along with the progress of the exothermic reaction during use of the pyrogenic sheet, 
30 the iron powder filled therein remarkably swells as it is converted into iron oxide in the course of chemical 

bonding with oxygen. As a result, it is necessary to use a sheet of large thickness also in view of the 
expected increase in the volume of the reaction product. Further, since iron oxide forms, together with a 
great amount of the wood powder, stiff layers along the rigid and strong skettons of the open cells, the 
pyrogenic sheet further loses its flexibility and elasticity during use to give undesirable stiff feeling. 

35 

SUMMARY OF THE INVENTION 

Accordingly, it is a first object of the present invention to provide a pyrogenic sheet which is thin, 
40 flexible and highly elastic, as well as a method of easily manufacturing such a sheet. 

The second object of the present invention is to provide a pyrogenic sheet capable of containing an 
effective amount of a chemical pyrogenic agent dispersed and retained therein and preventing leakage of 
the agent from the sheet as well as a method of easily manufacturing such a sheet. 

The foregoing objects of the present invention can be attained, basically, by a pyrogenic sheet 
45 including a fibrous substrate made of a non-woven fabric layer solely consisting of or comprising synthetic 
fibers or a non-woven fibrous layer comprising plant fibers and/or regenerated fibers and synthetic fibers, in 
which a chemical pyrogenic agent that generates heat in contact with air is dispersed and retained. 

In another aspect of the present invention, a pyrogenic sheet includes, a central non-woven fabric layer 
solely consisting of or comprising synthetic fibers, intermediate non-woven fabric layers each comprising 
so fusible synthetic fibers and disposed on both outer surfaces of the central non-woven fabric layer and non- 
woven fibrous top layers each disposed on the outer surface of each of the intermediate non-woven fabric 
layers. 

In a further aspect of the present invention, a pyrogenic sheet includes; 
an inner non-woven fabric layer solely consisting of or comprising synthetic fibers and: 
outer non-woven fabric layers each comprising fusible fibers and less fusible fibers and disposed on both 

2 
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outer surfaces of the inner non-woven fabric layer. 

In a still further aspect of the present invention, all of constituent layers for a pyrogenic sheet are 
substantially sealed with each other along the periphery threreof. 

5 

DETAILED DESCRIPTION OF THE INVENTION 

In one preferred embodiment of the present invention, the central non-woven fabric layer that 
possesses the pyrogenic agent therein (hereinafter also referred to as the first non-woven fabric layer) may 
to solely consist of synthetic fibers or comprise the synthetic fibers and plant fibers and/or regenerated fibers. 

As the material for the synthetic fibers in the first non-woven fabric layer, there can be mentioned 
polyester, polyethylene, nylon, acryl, polypropylene, polyurethane, acetyl cellulose, vinyl chloride, vinyliden 
chloride, etc. 

tt is desirable that the first non-woven fabric at least partially contains fusible synthetic fibers for reliably 

fs dispersing and immovably retaining the chemical pyrogenic agent 

As preferred fusible fibers, there can be mentioned, polyester fibers, polyethylene fibers, polypropylene 
fibers, etc. Fusible synthetic fibers mean here and hereinafer those fibers constituted with the same 
polymeric material just mentioned above such as polyester, polyethylene, etc. but having lower fusing point 
as compared with that of other corresponding synthetic fibers used in the pyrogenic sheet. It is preferred to 

20 use composite fibers each having a polypropylene core and a fusible polyethylene clad layer. 

As the plant fibers which may be used together with the synthetic fibers in the first non-woven fabric 
layer, there can be mentioned cotton. Unnen, pulp. etc. Among them, cotton and pulp are preferred, with 
absorbent cotton being particularly effective. As the regenerated fibers, there can be mentioned rayon fibers 
made of viscose rayon and cupra ammonium rayon generally known as bemberg, cupuro, etc. saponified 

25 acetate, etc., rayon fibers being preferred. In a case where the first non-woven fabric layer comprises 
synthetic fibers, plant fibers and/or regenerated fibers, the layer may comprise from 10 to 95 % of the plant 
fibers and/or regenerated fibers and from 90 to 5 % of synthetic fibers, in view of the performance for 
retaining the chemical pyrogenic agent, performance for promoting the exothermic reaction, flexibility of the 
sheet, toughness thereof given by heat treatment, etc., it is preferred that the plant fibers is contained by 

30 from 60 to 20 %. 

For the chemical pyrogenic agent filled in the central or first non-woven fabric layer, any material that is 
highly reactive with oxygen in air to produce heat may be used with no particular restrictions. There can 
include, for example, easily oxidizable material such as pure iron, reduced iron, nickel, sodium sulfide and 
sodium sulfite, oxidation promoter such as sodium chloride, calsium chloride, magnesium chloride, mineral 
as acid and water, catalyst such as activated carbon, carbon powder and a mixture of copper compound and 
manganese compound, as well as water retaining material such as perlite, sepiolite. vermiculite. dia- 
tomaceous earth, active white clay, silica gel, zeolite and water absorbent resin. 

The intermediate non-woven fabric layer containing fusible fibers (hereinafter also referred to as the 
second non-woven fabric layer) disposed on both surfaces of the first non-woven fabric layer may consist 
40 solely of fusibie fibers or may comprise plant fibers and/or regenerated fibers and fusible fibers. The plant 
fibers and the regenerated fibers in the second non-woven fabric layer may properly be selected from those 
fibers exemplified as the constituent for the first non-woven fabric layer. 

The fusible fibers in the second non-woven fabric layer function to intrude between individual fibers of 
the central non-woven fabric layer and the non-woven fibrous top layer (described more specifically later) 
46 disposed respectively on the inner and the outer sides of the second or intermediate non-woven fabric layer 
upon heat-sealing described later, whereby the respective layers can be bonded with each other. 

Use of polypropylene-polyethylene composite fibers as described above as the fusible fibers desirably 
contributes to the fusion bonding between the non-woven fibrous top layer and the central or first non- 
woven fabric layer. 

so The non-woven fibrous top layer disposed as the outermost layer for the pyrogenic sheet according to 
the present invention is made of plant fibers and/or regenerated fibers. In a general meaning, they include 
usual non-woven fabrics obtained by dry method, paper or like other products obtained by wet method, 
filter paper or tike other products obtained by semi-wet method, as well as those products obtained by 
applying further processing to the above mentioned products, paper being particularly preferred. 

55 Since the non-woven fibrous top layer has no fusibility, if the layer is heated under pressure, e.g., by 
roll pressing, undesirable adherence of the pyrogenic sheet onto the rolls can be avoided. 

Further, if cotton, paper or filter paper is used as the non-woven fibrous top layer, the pyrogenic aid 
such as brine, when scattered to the pyrogenic sheet, can be absorbed to the sheet surface with no 
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repellency. 

In addition, since the layer, particularly, paper layer has a fine network structure, leakage of the 
chemical pyrogenic agent from the pyrogenic sheet can surely be prevented. 

In another simplified embodiment of the pyrogenic sheet in the present invention, the sheet may have a 
5 three-layered structure only consisting of an inner layer for possessing a pyrogenic agent and made of 
fibrous material which is substantially the same as that used in the first non-woven fabric layer in the 
previous embodiment and outer layers made of non-woven fabrics each containing a mixture of fusible fiber 
and less fusible fibers, with the latter being the main ingredient and, appended respectively to both surfaces 
of the inner layer. 

10 The fusible fibers and the less fusible fibers used for the outer non-woven fabric layers may properly be 
selected from those fibers mentioned in the previous embodiment. 

In this case, however, since the outer non-woven fabric layer is in direct contact with the rolls upon 
heating the sheet under pressure, It is desirable that the layer contains the less fusible fibers as the main 
ingredient, in other words, contains the fusible fibers only in such an amount as required for the subsequent 
is heat sealing applied by means of the roll pressing. 

The content of the fusible fibers in the outer non-woven fabric layer may range about from 10 to 95 %, 
while the content of the less fusible fibers may range about from 90 to 5 %. Desirably, the content of the 
less fusible fibers is at least 50 % by weight. 

In a further simplified embodiment, the pyrogenic sheet in accordance with the present invention, may 
20 comprise only one fibrous substrate comprising plant fibers and/or regenerated fibers and synthetic fibers in 
which the chemical pyrogenic agent is dispersed and retained immovably. Preferred examples of the 
chemical pyrogenic agent plant fibers, regenerated fibers and synthetic fibers in this modified pyrogenic 
sheet are the same as those described previously. 

Any woven or non-woven fabric may be used as the fibrous substrate and, a laminated non-woven 
fabric of appropriate network structure is particularly desirable since leakage of the chemical pyrogenic 
agent through the bottom face of the fibrous substrate can be avoided. Also in this case, mixing ratio for the 
respective fibers is from 10 to 95 % of the plant fibers and/or regenerated fibers and from 90 to 5 % of the 
synthetic fibers, from 60 to 20 % of the plant fibers being more preferred. 

The pyrogenic agent can be dispersed and retained in the substrate of the pyrogenic sheet, for 
example, by scattering particulate chemical pyrogenic agent on the substrate and, if necessary, laying 
another substrate thereover to constitute a sandwitch structure. 

in a case where the substrate has an appropriate thickness, the substrate may be vibrated or shaken 
after scattering the particulate pyrogenic agent on the substrate, thereby settling the chemical pyrogenic 
agent through the fibrous substrate. In this case, covering by another substrate may be saved. 

if the heat-processing under pressure is applied by means of embossing for the sheet, continuous 
production is possible at a constant temperature and a constant pressure. In addition, this can also facilitate 
to retain a great amount of chemical pyrogenic agent to the inside of the fibrous substrate. 



25 
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40 DESCRIPTION OF THE ACCOMPANYING DRAWINGS 

These and other objects, as well as advantageous features of the present invention will become more 
apparent by reading the following descriptions referring to the preferred embodiments of the present 
invention in conjunction with the appended drawings, wherein 
45 Figs 1(a) - (i) ar©» respectively, charts for successive steps of one embodiment for the method of 

manufacturing a pyrogenic sheet according to the present invention; 

Figs 2(a) - (c) are charts for a portion of steps for another method of manufacturing a pyrogenic sheet 
according to the present invention; 

Figs 3(a),(b) are charts for a portion of steps for a further method of manufacturing a pyrogenic sheet 
so according to the present invention and 

Fig. 4 is a longitudinal cross sectional view illustrating the structure of the pyrogenic sheet according 
to the present invention. 

55 Preparation of the Pyrogenic Sheet According to the Present Invention 

The method of manufacturing the pyrogenic sheet according to the present invention is to -be explained 
referring to the drawings. 

4 



BNSDOCID: <EP 0370600A1_I_> 



Figs. 1(a) through (i) are, respectively, step charts illustrating one embodiment for the method of 
manufacturing the pyrogenic sheet according to the present invention. 

At first, as shown in Fig. 1(a), non-woven fibrous top layer 1, second non-woven fabric layer 
(intermediate layer) 2 and first non-woven fabric layer (central layer) 3 are successively stacked upwardly in 

5 this order. Then, particles 4 of a chemical pyrogenic agent, for example, iron powder, activated carbon, etc. 
are scattered onto the surface of the first non-woven fabric layer 3, divisionally, at each of a plurality of 
square-like regions. Then, the particles 4 are filled into the gap between each of individual fibers in the first 
non-woven fabric layer 3. The shape of the region for scattering the chemical pyrogenic agent is not 
restricted only to the illustrated square shape but it may be of any other optional shapes such as of circular, 

ro elliptic, etc. 

Then, as shown in Fig. 1 (c), another second non-woven fabric layer 2 and another non-woven fibrous 
top layer 1 are successively laminated on the surface of the scattered particles 4 and then they are heated 
under pressure between an emboss roll 5 and a plain roil 6 shown in Fig. 1 (d). 

Upon heat-pressing operation by the rolls 5, 6, the particles 4 are firmly set to the synthetic fibers 
is contained in the first non-woven fabric layer 3 by the fusion of the fibers and. at the same time, partially 
enclosed individually between each of the fibers, by which the particles 4 can surely be retained immovably 
in the first non-woven fabric layer 3. 

In addition, since the second non-woven fabric layer 2 contains the fusible fibers, the fusible fibers are 
bonded with the synthetic fibers in the first non-woven fabric layer 3 by means of fusion at a number of 
20 positions along the plane where the particles 4 are dispersed, thereby preventing the first non-woven fabric 
layer 3 and the second non-woven fabric layer 2 from peeling to each other. 

In addition, since the fusible fibers in the second non-woven fabric layer 3 are fused and penetrate into 
the gaps between each of the indivisual fibers In the non-woven fibrous top layer 1 , peeling between the 
second non-woven fabric layer 2 and the non-woven fibrous top layer 1 can also be prevented. 
25 The heat-pressing operation by the rolls 5, 6 shown in Fig. 1(d) is applied under such conditions that 
the particles 4 can surely be retained in the first non-woven fabric layer 3, peeling between each of the non- 
woven fabric layer layers can be prevented, as well as the flexibility of the sheet can be maintained. 

The conditions for the heat-pressing are desirably set such that the temperature is from 120 to 200* C 
and the pressure is from 5 to 20 kg/cm 2 , although they somewhat vary depending on the kind of layers for 
30 each of the layerous non-woven fabric layers 1 , 2 and 3, thickness for each of them, etc. 

Fig. 1(e) schematically shows the state of the sheet as viewed from above, in which 7 denotes a region 
for filling the particles 4 of the chemical pyrogenic agent. 

Then, after applying heat-seal embossing such that only the regions 8 represented by fat solid lines are 
sealed as shown In Fig. 1(f), the sheet is divisionally cut along each of the heat-sealed portions. Thus, 
35 individual pyrogenic sheets 9 each comprising the region 7 containing the particles 4 dispersed and 
retained therein and sealed portion 8 formed at the periphery thereof can be obtained as shown in Fig. 1(g). 

The heat sealing is applied for preventing the particles 4, which may be present at the boundary 
between the non-woven fabric layer 2 and 3, from leaking at the periphery of the sheet. Desirable conditions 
for heat-pressing by the emboss roll are selected as from 120 to 250* C of temperature and from 5 to 30 
40 kg/cm 2 of pressure. In addition to the emboss rolling, the heat sealing may also be applied by other 
methods such as inpulse heat sealing. 

During embossing fabrication shown in Figs 1(d) and (f), since the infusible non-woven fibrous top layer 
1 such as made of paper is in contact with the roll surface, there is no undesirable heat adherence of the 
non-woven fibrous top layer 1 to the roll surface. This can improve the yield of the pyrogenic sheet, as well 
4s as the operationability of the embossing fabrication. 

Subsequently, brine as the pyrogenic aid is sprayed on the thus obtained pyrogenic sheet 9 as shown 
in Fig. 1(h). In this case, since the non-woven fibrous top layer 1 such as made of paper is highly water 
absorptive, brine sprayed on the surface of the non-woven fibrous layer 1 is uniformly penetrated over the 
entire area of the sheet without repellation. The penetrated brine is uniformly retained in the second non- 
50 woven fabric layer 2 and then further penetrates into the first non-woven fabric layer 3. 

Then, the pyrogenic sheet 9 thus sprayed with brine is enhoused. as shown in Rg. 1(i), to the inside of 
an inner bag comprising a film 10 (for example, a film made of polyethylene or ethylene-vinyl acetate 
copolymer formed with a plurality of perforations) at the inside and a surface layer 11 (for example, various 
kinds of non-woven fabric layers selected depending on the application use) at the outside thereof for 
55 controlling air permeability. The bag has an opening at one side and is heat-sealed along other sides. The 
non-woven surface layer 1 1 may be saved depending on the application use. After enhousing the pyrogenic 
sheet, the inner bag is heat-sealed at its opening and is air-tightly sealed in another bag comprising an 
oxygen-impermeable film not illustrated. 
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In another embodiment of the present invention, a pyrogenic sheet can also be prepared, as shown in 
Fig. 2(a), by laying the inner non-woven fabric layer 3 (corresponding to the first non-woven fibnc layer in 
the previous embodiment) over an outer non-woven fabric layer 12 (corresponding to the second non-woven 
fabric layer in the previous embodiment), scattering particulate chemical pyrogenic agent 4 thereover as 
5 shown in Fig. 2(b), further laying another outer non-woven fabric layer 12 thereover as shown in Fig. 2(c) 
and then applying the same procedures as those shown in Rgs 1(d) through (I) previously described. 

Figs 3(a), (b), respectively, show step charts illustrating a further embodiment of manufacturing a 
pyrogenic sheet in accordance with the present invention. 

At first, as shown in Fig. 3(a), particulate chemical pyrogenic agent 4 is uniformly scattered on a fibrous 
w substrate 13 comprising plant fibers and/or regenerated fibers and synthetic fibers. Then, as shown in Fig. 
3(b), another fibrous substrate 14 comprising plant fibers and/or regenerated fibers and synthetic fibers are 
laid thereover. 

The entire laminate comprising the fibrous substrate 13, the chemical pyrogenic agent 4 and the fibrous 
substrate 14 are embossed along both of upper and lower sides under heating. In this case, heating may be 

76 applied only from one side or from both sides of the fibrous substrates 13 and 14. In a case where heating 
is applied only on one side, the substrate 14 may be saved and, instead, a thin film or sheet can be 
appended on the other side for preventing the leakage of the chemical pyrogenic agent. Fig. 4 shows a 
pyrogenic sheet 15 prepared by embossing, in which an embossed layer is formed on the upper surface. 
Then, peripheral embossing is further applied as shown by 8 in Fig. 1(f). 

20 The present invention, having been constituted as described above, can provide the following advanta- 
geous merits. 

(1) Since the chemical pyrogenic agent is dispersed and retained in the fibrous layer, an effective 
amount of the chemical pyrogenic agent can be held between individual fibers with neither displacement 
nor localization. In particular, if the fibrous substrate is made of non-woven fabric layer, the chemical 

25 pyrogenic agent can surely be retained. In addition, if the substrate is made of non-woven fabric layer or 
plant fibers and/or regenerated fibers, the sheet can be made highly flexible. 

(2) In a case where the intermediate non-woven fabric layer contains fusible fibers, since the fusible 
fibers are melted and partially fused with or intrude into the adjacent central layer and/or top layer, upon 
heating of the sheet under pressure, it is possible to prevent peeling between the sheets-constituent layers 

30 while maintaining the flexibility of the pyrogenic sheet. 

(3) Upon heat-sealing the peripheral portion of the pyrogenic sheet, since the fusible fibers contained 
in the sheet constituent layer are melted and fused with and/or penetrate into the adjacent layers, heat- 
sealing can be conducted easily and completely. 

Accordingly, even if the heat-sealed portions are cut at any portion, the chemical pyrogenic agent does 
not leak from the cut face. As a result, it is possible to mass-produce pyrogenic sheets by, at first, 
preparing a wide and long original stock sheet for the pyrogenic sheet, and then cutting It into individual 
sheets each of a desired shape and size. 

(4) Even if the volume of the pyrogenic agent is increased by the conversion into oxides along with 
the progress of the oxidative reaction, expansible structure of the flexible and resilient non-woven fabric 
layer can afford such increased volume, and it is no more necessary to use a sheet of unnecessarily large 
thickness. 

(5) Since brine, etc. scattered as the pyrogenic aid on the sheet surface uniformly penetrates the 
non-woven fibrous top layer and is retained in the second and the first non-woven fabric layers, brine can 
be supplied effectively to the chemical pyrogenic agent. 

In addition, when the fibrous substrate comprising plant fibers and/or regenerated fibers together with 
synthetic fibers is used, since these fibers can absorb, retain and supply brine by themselves, It is no more 
necessary to incorporate a great amount of wood powder, etc. as water-retainer. 

(6) Since the chemical pyrogenic agent can be retained immovably over the entire portion uniformly 
with no localization, performance of the products using the pyrogenic sheet is improved and the application 

so use for the pyrogenic sheet can be extended. 

Specifically, in a case of using the pyrogenic sheet for so-called chemical pocket warmers, since the 
chemical pyrogenic agent neither lumps nor causes localized generation of heat, a warmer of reduced 
thickness, comfortable to use and causing less risk of burnt can be obtained. In addition, when the sheet is 
used as an insole for shoes, the entire surface can be warmed uniformly and the heat can be generated 
55 continuously, while maintaining the resiliency of the sheet. In addition, since there is no unevenness, 
comfortable feeling can be obtained upon wearing shoes. 

In a case of using the pyrogenic sheet as warming means used for lumbago, stiff shoulders, neuraligia 
or habitual chills, it is possible to optionally select appended area, shape, temperature and heat-keeping 

6 
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period depending on the places where the sheet is applied. In addition, therapeutical effects can also be 
improved by the combined use with hot packs, medicines, etc. 



5 EXAMPLES 

The present invention is to be described more specifically referring to examples and comparative 
examples, but it should be noted that the present invention is not restricted only to such examples. 

10 

Example 1 

Tissue paper as non-woven fibrous layer (top layer) 1 (23 g/m 2 weight. 60 urn thickness), second non- 
woven fabric layer (intermediate layer) 2 comprising 60 % absorbent cotton and 40 % fusible polyester 

75 fibers (80 g/m 2 weight. 3 mm thickness) and first non-woven fabric layer (central layer) 3 comprising 50 % 
polyester and 50 % fusible polyester fibers (40 g/m 2 weight. 3 mm thickness) were successively stacked 
into a three-layered substrate. Then, particulate chemical pyrogenic agent prepared by mixing 100 parts by 
weight of iron powder (70 um in average particle size) and 10 parts by weight of activated carbon (24 urn in 
average particle size) was uniformly scattered in an amount of 12 g within a area of 13 cm x 9 cm size and 

20 then applied with embossing. In this case, embossing was conducted at a temperature of 160* C for both of 
the upper and the lower rolls and under a pressure of 10 kg/cm 2 . An aqueous 20 % brine was sprayed by 
5.4 g as a pyrogenic aid to the thus finished pyrogenic sheet (2 mm thickness), which was then sealed in 
an inner bag. The inner bag was prepared from a punctured polyethylene film (30 um) and a non-woven 
fabric layer comprising 50 % polyester and 50 % absorbent cotton (80 g/m 2 weight, 0.6 mm thickness) by 

25 applying heat-sealing along four sides (refer to Fig. 10)). 

Then, the inner bag was tightly sealed in another bag made of an air impermeable film. When the 
pyrogenic sheet thus controlled with the air permeability was measured for the pyrogenic performance in 
accordance with JIS 4100, 1985 (for disposable pocket warmer), the following results were obtained. 



Maximum temperature 


55* C 


Temperature-keeping time 


6 hours 


Heat-continuing time 


7 hours 



as 

Warming effect was observed uniformly over the entire surface. The air permeability of the punctured 
polyethylene film was 0.6 cc/cm 2 . sec (measured by Fragil permeability tester). 



*o Example 2 

A pyrogenic sheet was manufactured under the same conditions as those in Example 1 except for using 
two non-woven fabric layers each comprising 50 % polyester and 50 % fusible polyester fibers stacked to 
each other as the first non-woven fabric layer 3 and spraying 32 g of the pyrogenic agent and 12 g of 20 % 
45 brine, to obtain a pyrogenic sheet of 3 mm thickness. The pyrogenic performance was as shown below. 





Maximum temperature 


60'C 




Temperature-keeping time 


16 hours 


50 


Heat-continuing time 


17 hours 



Example 3 

A pyrogenic sheet was manufactured under the same conditions as those in Example 1 except for 
controlling the air permeability of the punctured film to 3 cc/cm 2 .sec and spraying 3.2 g of 20 % brine. The 
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pyrogenic performance was as described below. 



Maximum temperature 


76* C 


Temperature-keeping time 


1 .5 hours 


Heat-continuing time 


2 hours 



TO 

Example 4 

Embossing was applied for the pyrogenic sheet in the same manner as in Example 1 except for using 
non-woven fabric layer comprising 100 % absorbent cotton (120 g/cm 2 weight, 0.5 mm thickness) as the 

'5 non-woven fibrous top layer 1, non-woven fabric layer comprising 100 % ES fibers (having polypropylene 
core and polyethylene clad) (20 g/m 2 weight, 200 urn thickness) as the second non-woven fabric layer 2 f 
and non-woven fabric layer comprising 50 % polyester and 50 % fusible polyester fibers as the first non- 
woven fabric layer 3 and previously bonding the first non-woven fabric layer 3 with the second non-woven 
fabric layer 2 by means of adhesives. 

so 12 g of the pyrogenic agent was scattered and embossing was applied at a temperature of 180* C for 
both of the upper and the lower rolls at a pressure of 10 kg/cm 2 to obtain a pyrogenic sheet of 2.5 mm 
thickness. Then. 3,3 g of 20 % brine was sprayed. Air permeability of the polymer film was controlled to 3 
cc/cm 2 . sec and the pyrogenic performance was measured. The results are as shown below. 



Maximum temperature 


80"C 


Temperature-keeping time 


1 hour 


Heat generation-continuing time 


1 .5 hour 



30 



Example 5 

A pyrogenic sheet was manufactured under the same conditions as those in Example 4 except for using 
two sheets of non-woven fabric layers each comprising 50 % polyester and 50 % fusible polyester stacked 
to each other as the first non-woven fabric layer 3, scattering 32 of the pyrogenic agent spraying 12 g of 20 
% brine, setting the thickness of the pyrogenic sheet to 3.5 mm and using a punctured polyethylene film 
(permeability: 0.6 cc/cm 2 .sec) for the inner bag. The pyrogenic performance is as shown below. 



Maximum temperature 


62* C 


Temperature-keeping time 


1 5 hours 


Heat generation continuing time 


1 6 hours 



Example 6 

A pyrogenic sheet was manufactured in the same procedures as those in Example 1 except for using 
non-woven fabric layer comprising 50 % polyester and 50 % heat- fusible polyester fibers (40 g/m 2 , 3 mm 
thickness) as the first non-woven fabric layer 3, a non-woven fabric layer comprising 60 % cotton, 30 % 
rayon and 10 % fusible polyester fibers (85 g/m 2 weight, 3 mm thickness) as the third non-woven fabric 
layer 12 shown in Fig. 2, setting the temperature to 200 *C both for the upper and the lower rolls and the 
pressure to 10 kg/cm 2 upon embossing. When the pyrogenic performance was measured, the following 
results were obtained. 
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Maximum temperature 


55 *C 


Temperature-keeping time 


6 hours 


Heat generation continuing time 


7 hours 



Comparative Example 1 

A pyrogenic sheet was manufactured in the same procedures as those in Example 1 except for using 
first non-woven fabric layer 3 comprising 50 % polyester and 50 % fusible polyester (40 g/cm 2 weight, 3 
mm thickness) and the second non-woven fabric layer 2 comprising 100 % ES (20 g/m 2 weight, 200 um 
thickness), without using non-woven fibrous layer 1. Then, particulate pyrogenic agent was uniformly 
scattered in an amount of 12 g over an area of 13 cm x 9 cm and then applied with embossing. 

Embossing was applied at a temperature of 150* C both for the upper and the lower roils at a pressure 
of 1 0 kg/cm 2 . However, since the ES non-woven fabric layer clung to the rolls upon embossing fabrication, 
the temperature was lowered to 120*C. by which a sheet-Hke product could be obtained, but with 
Insufficient bonding between the first non-woven fabric layer 3 and the second non-woven fabric layer 2. 
When 5.4 g of 20 % brine was sprayed as the pyrogenic aid to the thus resultant pyrogenic sheet (2 mm 
thickness), the brine formed droplets at the surface and hardly penetrated as far as the pyrogenic agent 
Further, the pyrogenic powder was leaked considerably from the surface of the pyrogenic sheet. 



26 Example 7 

Particulate chemical pyrogenic agent 4 comprising 100 parts by weight of iron powder, 10 parts by 
weight of activated carbon and 5 parts by weight of water absorbent resin in admixture was uniformly 
scattered at 1700 g/m 2 on a fibrous substrate 13 comprising non-woven fabric iayer containing 60 % 

30 absorbent cotton and 40 % fusible polyester fibers (73 g/m 2 weight. 4 mm thickness) (refer to Fig. 3(a)). 
Then, a fibrous substrate 14 comprising the non-woven fabric layer of the identical composition with that of 
the substrate 13 was covered thereover (refer to Fig. 13(b)) and the entire portion of the substrate 13, 
chemical pyrogenic agent 4 and another substrate 14 was heated under pressure by means of embossing. 
The embossing was carried out by using an emboss roll heated to 160* C as the upper roll and a plain steel 

35 roll heated to 160 * C as the lower roll under a pressure of 8 kg/cm 2 . 

When 20 % brine was sprayed at 550 g/m 2 as the pyrogenic aid to the thus resultant pyrogenic sheet 
(2 mm thickness), moderate heat generation was taken place. The pyrogenic sheet was cut into 150 mm 
length and 100 mm width, placed in a packaging bag comprising non-woven fabric layer, etc. having a 
controlled air permeability and the pyrogenic performance was measured in accordance with JIS S 4100 - 

40 1 985 (for disposal pocket warmer). The maximum temperature was 50 * C. the average temperature was 
48* C, the heat continuing time was 13 hours. Thus, moderate and stable warming effect was observed. 
Further, the sheet had moderate flexibility and appropriate rigidity, as well as showed satisfactory feeling 
upon putting. Further, when the sheet was placed in an airtight bag to be free from contact with oxygen, the 
exothermic reaction was terminated to enable long time storage. When the sheet was taken out from the air 

*s tight bag. heat generation was initiated again. 



Example 8 

A pyrogenic sheet (2 mm thickness) was manufactured in the same procedures as those in Example 7 
except for using a non-woven fabric layer comprising 10 % absorbent cotton, 50 % rayon and 40 % fusible 
polyester fibers (60 g/m 2 weight, 3 mm thickness) for each of the fibrous substrate 13. 14. 

20 % brine was sprayed at 370 g/m 2 to the pyrogenic sheet and the pyrogenic performance was 
measured in the same manner as in Example 7. Maximum temperature was 50 * C, the average temperature 
was 48 *C and. the heat continuing time was 7.5 hours. Thus, moderate and stable warming effect was 
observed. Further, the sheet had an appropriate flexibility and an adequate toughness and also provided 
satisfactory feeling upon putting. 
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Example 9 

A pyrogenic sheet (1.5 mm thickness) was manufactured in the same manner as in Example 7 except 
for using a non-woven fabric layer comprising 50 % absorbent cotton, 10 % rayon and 40 % fusible 
5 polyester fibers (60 g/m 2 weight, 3 mm thickness) and scattering the chemical pyrogenic agent 4 at 1070 
g/m 2 . 

20 % brine was sprayed at 355 g/m 2 to the pyrogenic sheet to measure the pyrogenic performance in 
tire same manner as in Example 7. The maximum temperature was 49* C and average temperature was 
45 " C and, the heat continuing time was 6.7 hours. Thus soft and stable warming effect was observed, 
ro Further, the sheet had an appropriate softness and adequate rigidity and could provide satisfactory feeling 
upon putting. 



Example 10 

is 

On a non-woven fabric layer comprising 89 % linter pulp and 11 % polyethylene fibers (100 g/m 2 
weight, 1 mm thickness) as the outer layer, another non-woven fabric layer of composition identical with and 
coarser and thicker than the outer layer (100 g/m 2 average weight, 5 mm thickness) was placed as an inner 
layer. Then, the chemical pyrogenic agent used in Example 7 was scattered at 1500 g/m 2 thereover and the 

20 another outer non-woven fabric layer was laid further thereover and then a pyrogenic sheet (3 mm 
thickness) was manufactured in the same procedures as in Example 7. 

To the pyrogenic sheet, 20 % brine was sprayed at 540 g/m 2 and the pyrogenic performance was 
measured in the same manner as in Example 7. The maximum temperature was 45 *C, the average 
temperature was 44* C and the heat-continuing time was 11 hours. Thus, moderate and stable warming 

26 effect was observed. Further, the sheet had an appropriate flexibility and moderate rigidity and also 
provided satisfactory feeling upon putting. 



Comparative Example 2 

30 

A pyrogenic sheet was manufactured in the same manner as in Example 7 except for using a non- 
woven fabric layer comprising polyester fibers and polyethylene fibers (50 g/m 2 weight, 0.26 mm thickness) 
as a fibrous substrate. The pyrogenic sheet could not retain the chemical pyrogenic agent sufficiently. 
Further, since the substrate was fused to the roll during embossing, the fabrication was difficult. 
36 Then, another pyrogenic sheet (0.5 mm) was manufactured by lowering the temperature to 120* C both 
for the upper and the lower rolls and reducing the scattering amount of the chemical pyrogenic agent to 400 
g/m 2 . Although the pyrogenic sheet could retain the chemical pyrogenic agent no heat generation occurred. 



40 Comparative Example 3 

A non-woven fabric layer comprising 8 % rayon and 92 % polyester fibers bonded with acrylic 
adhesives (100 g/m 2 weight, 3 mm thickness) was placed on an adhesive non-woven fabric layer prepared 
by applying an ethytene-vinyl acetate copolymer adhesion layer to a non-woven fabric layer comprising 5 

45 % rayon, 25 % polyester fiber and 70 % nylon (60 g/m 2 weight 0.3 mm thickness). Then, the chemical 
pyrogenic agent used in Example 7 was scattered at 1700 g/m 2 and, further thereover, another adhesive 
non-woven fabric layer as described above was covered. Subsequently, the pyrogenic sheet (2.5 mm 
thickness) was manufactured in the same procedures as those in Example 7. This pyrogenic sheet showed 
only poor heat generation perhaps because it could not retain an effective amount of water since the ratio of 

so the synthetic fibers in the pyrogenic sheet was too much. 



Comparative Example 4 

55 A pyrogenic sheet (4 mm thickness) was manufactured in the same manner as in Example 7 except for 
using a non-woven fabric layer comprising 100 % absorbent cotton as the fibrous substrate (130 g/m 2 
weight, 8 mm thickness). Although the heat generation was smooth and the amount of the heat generated 
was also sufficient in the pyrogenic sheet of this embodiment, the substrate was easily peeled. In addition. 
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since the three-dimensional network structure of the fibers in the fibrous substrate was coarse, the scattered 
chemical pyrogenic agent was leaked passing through the substrate. 

In view of the above, the entire portion were sandwitched at both of upper and lower sides thereof with 
the adhesive non-woven fabric layers as used in Comparative Example 3 and a pyrogenic sheet was 
5 manufactured in the same manner as in Example 7. In this pyrogenic sheet, although the leakage of the 
chemical pyrogenic agent could be prevented, peeling of the substrate could not be prevented. 



Claims 

70 

1 . A pyrogenic sheet comprising: 

a first non-woven fabric layer solely consisting of or comprising synthetic fibers with a chemical pyrogenic 
agent being dispersed and retained therein; 

second non-woven fabric layers each comprising fusible fibers having a fusing temperature lower than that 
75 of said synthetic fibers and appended on both surfaces of said first non-woven fabric layer; and 

infusible non-woven fibrous layers each appended on both outer surfaces of said second non-woven fabric 
layers, in which 

respective layers are substantially sealed along the peripheral portion thereof. 

2. A pyrogenic sheet as defined in claim 1, wherein the first non-woven fabric layer comprises the 
20 synthetic fibers and fusible fibers. 

3. A pyrogenic sheet as defined in claim 1, wherein the first non-woven fabric layer comprises the 
synthetic fibers and plant fibers and/or regenerated fibers. 

4. A pyrogenic sheet as defined in claim 1 , wherein the second non-woven fabric layer comprises plant 
fibers and/or regenerated fibers and fusible fibers. 

26 5. A pyrogenic sheet as defined in claim 4, wherein the plant fibers are cotton. 

6. A pyrogenic sheet as defined in claim 1, wherein the second non-woven fabric layer comprises 
fusible fibers. 

7. A pyrogenic sheet as defined in claim 1. wherein the infusible non-woven fibrous layer comprises 
natural fiber or paper. 

30 8. A pyrogenic sheet comprising: 

a first non-woven fabric layer solely consisting of or comprising synthetic fibers, with a chemical pyrogenic 
agent being dispersed and retained therein; 

a second non-woven fabric layers each containing fusible fibers having a fusing temperature lower than that 
of said synthetic fibers and appended on both surfaces of said first non-woven fabric layer, in which 
35 respective layers are substantially sealed along the peripheral portion thereof. 

9. A method of manufacturing a pyrogenic sheet, which comprises: 

stacking an infusible non-woven fibrous top layer, an intermediate second non-woven fabric layer compris- 
ing fusible fibers and a central non-woven fabric layer consisting solely of or comprising synthetic fibers 
successively in this order, 
40 scattering a chemical pyrogenic agent onto the surface of said central non-woven fabric layer, 

stacking another intermediate non-woven fabric layer and another infusible non-woven fibrous top layer 
successively onto the surface where the pyrogenic agent is scattered and then 
heating the layers under pressure thereby sealing predetermined regions thereof. 

10. A method of manufacturing a pyrogenic sheet, which comprises: 

45 stacking an outer non-woven fabric layer comprising fusible fibers and less fusible fibers and an inner non- 
woven fabric layer solely consisting of or comprising synthetic fibers successively, 

scattering a chemical pyrogenic agent to the surface of said non-woven fabric, layer then stacking another 
outer non-woven fabric layer comprising fusible fibers and less fusible fibers over the surface where the 
pyrogenic agent is scattered and then 
so heating the layers under pressure, thereby sealing predetermined regions thereof. 

11. A pyrogenic sheet, wherein a chemical pyrogenic agent is dispersed and retained in a fibrous 
substrate comprising plant fiber and/or regenerated fibers and synthetic fibers, and said substrate is applied 
with heat-treatment under pressure to at least on one surface thereof and applied with substantial sealing 
along the peripheral portions thereof. 

55 12. A pyrogenic sheet as defined in claim 11, wherein the plant fibers are selected from the group 
consisting of cotton and pulp and the regenerated fibers are rayon. 

13. A pyrogenic sheet as defined in claim 11, wherein the substrate comprises from 10 to 95 % of plant 
fibers and/or regenerated fibers and from 90 to 5 % of synthetic fibers. 
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14. A method of manufacturing a pyrogenic sheet which comprises filling a chemical pyrogenic agent in 
a fibrous substrate comprising plant fibers and/or regenerated fibers and synthetic fibers and then applying 
heating under pressure to said substrate. 

15. A method of manufacturing a pyrogenic sheet as defined in claim 14, which comprises scattering a 
5 chemical pyrogenic agent on a fibrous substrate comprising plant fibers and/or regenerated fibers and 

synthetic fibers, covering another fibrous substrate comprising plant fibers and/or regenerated fibers and 
synthetic fibers further thereover and then applying heating to the entire portion under pressure. 

16. A method of manufacturing a pyrogenic sheet as defined in claim 15, wherein the method of 
applying heating under pressure is embossing fabrication. 
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